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N-Methylimidazolium tricyanomethanide (9a)
Single crystals of 5 (80 mg, 0.88 mmol) were placed into a carefully dried flask, which was precooled to −70 °C under an argon atmosphere, and dissolved in precooled anhydrous THF (10 mL). A solution of 1-methylimidazole (72.1 mg, 0.88 mmol) in anhydrous THF (5 mL) was dropwise added at −70 °C, stirred at this temperature for 15 min and then at r.t. overnight. After removal of the solvent, the residue was washed twice with diethyl ether and dried under vacuum to give 9a as a yellow oil; yield: 100%, 152 mg. 
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Tricyanomethanide salt 9b
Potassium tricyanomethanide (1b) (1.0 g, 7.7 mmol) was dissolved in distilled water (10 mL). To this solution at 0 °C, was added conc. H2SO4 (0.98 g, 10.0 mmol) dropwise. Diethyl ether (10 mL) was added to the top of the aqueous solution, and after stirring the resulting reaction mixture at 0 °C for 20 min, an additional green-brown phase appeared between the upper ether phase and the lower aqueous phase. The 
Tricyanomethanide salt 9c
Single crystals of 5 (150 mg, 1.65 mmol) were placed into a carefully dried flask, which was precooled to 
S-4
Tricyanomethanide salt 9d
Potassium tricyanomethanide (1b) (3.23 g, 25.0 mmol) was dissolved in distilled water (10 mL). To this solution at 0 °C, was added conc. H2SO4 (2.94 g, 30.0 mmol) dropwise. Diethyl ether (30 mL) was added to the top of the aqueous solution, and after stirring the resulting reaction mixture at 0 °C for 20 min, an additional green-brown phase appeared between the upper ether phase and the lower aqueous phase. The separated middle phase was cooled to 0 °C and 2,2'-bipyridine (1.95 g, 125 mmol), dissolved in anhydrous acetonitrile (30 mL) was added dropwise and stirred at r.t. overnight. After removal of the solvent, the residue was washed twice with pentane. Yield: 3.50 g (83 %) of an orange solid, mp 137−139 °C. In the case of 9d, results of elemental analysis of the crude product matched the calculated values only moderately, and after a series of experiments with recrystallization, the found values matched nearly a mono-cyanoform salt of 2,2'-bipyridine. Thus, we assume that at least 9d is less stable than quaternary ammonium/pyridinium/imidazolium tricyanomethanide salts, which cannot split off cyanoform easily.
Synthesis of the tricyanomethanide salts via anion exchange reaction
To 10 mmol of the heterocycle, dissolved in 10 mL of 1N HCl (in the cases of 9c, 9d 20 mL), was added 10 mmol of potassium tricyanomethanide (1b) (20 mmol in the cases of 9c, 9d). After stirring for 4 h at r.t., a precipitate was formed, which was filtered with suction, washed twice with diethyl ether, and dried under vacuum (9c, 9d). In the cases of 9a, 9b, the reaction mixture was extracted several times with CH2Cl2 After removal of the solvent, the residue was washed twice with diethyl ether and dried under vacuum. 
